: Different contributions to the total interaction energy obtained at the SAPT(0)/jun-cc-pVDZ results for different DBF-ROH complexes. All values are given in kJ/mol. ) that it reduces its actual intensity within a range of about ±30 cm −1 around the monomer transition (grey dotted line in Fig. S2 ). On the other hand, the transition of the OH•••Ot structure at +135 cm −1 is almost unaffected by the monomer as there is no close monomer transition. Moreover, the OH•••π6 transition is "contaminated" by fragmentation of larger clusters (cf. Fig. S3 , ESI), which is reflected in the corresponding IR/R2PI spectrum (cf. Fig. 4b ). In contrast, the OH•••Ot transition is not influenced by fragmentation indicated by its clean IR/R2PI spectrum (cf. Fig. 4a ). Altogether, the relative peak intensities within the R2PI spectrum and thus the estimation of relative populations of the OH•••π6 and the OH•••Ot isomers are largely uncertain.
Remark on relative shifts in the R2PI spectrum:
It has been shown in several examples (cf. e.g. DOI: 10.1021/acs.chemrev.5b00652 and Refs. therein) that π-bound complexes exhibit a red-shifted electronic resonance compared to the monomer, since their binding energy is larger in the S 1 compared to the S 0 state. This can be rationalized by a slightly increased electron density of the π-cloud accompanying the π -π* transition, as electron density is removed from the DBF oxygen atom. This allows for stronger interactions involving the π cloud leading to a larger binding energy of the complex than in the ground state. In contrast, the OH•••Obound complexes are destabilized in the S 1 state, as the electron density at the DBF oxygen atom is reduced, yielding a worse H-bond acceptor compared to the S 0 state. This on the other hand causes a blue-shifted electronic transition compared to the ground state. Table S5 suggests that these blueshifts are predicted quite closely by theory, whereas the red-shifts are predicted qualitatively.
Comparison to related systems: 
DBF-H 2 O

DBF-MeOH
It is known e.g. from investigations on 1-indanol 2 or benzyl alcohol and other systems 3 4 , and by IR/UV spectroscopy 1 . For 2,3-benzofuran-MeOH, two isomers were found with OH stretching vibrations at 3636 and 3645 cm −1 respectively 4 , which are remarkably similar to the frequencies found in the presented experiments on DBF-MeOH (cf. Fig. 3 and 4 ). Calculations at the B3LYP/6-311++G(d,p) and B3LYP-D3(BJ)/aug-cc-pVTZ level suggested the OH•••O structure to show the larger OH stretching red-shift, whereas the functional M05-2X as well as MP2 calculations, both using the 6-311++G(d,p) basis set, predicted a reverse order. By analyzing the intermolecular modes 1 and by performing experiments with MeOD instead of MeOH 4 , the less shifted band could be clearly assigned to the weakly populated OH•••O isomer, confirming the π cloud to be the stronger hydrogen bond acceptor site. Consequently, the frequency shifts were predicted wrongly using the B3LYP functional (independent on the use of dispersion corrections), whereas the M05-2X functional as well as MP2 predicted the right order of shifts. Building on these findings for the very related system of 2,3-benzofuran, the similarity of a different OH stretching frequency order predicted by B3LYP-D3(BJ) calculations than for other approaches is obvious. The M06-2X functional is known to perform worse than B3LYP-D3(BJ) for predicting the energetic order of such intermolecular energy balances as it exhibits a systematic bias towards π-bound structures. 5 Nevertheless, this does not necessarily affect the performance of vibrational frequency predictions. Therefore, based on the intriguing analogy to the 2,3-benzofuran-methanol complex, the frequency order obtained by M06-2X/def2-TZVP and the SCS-CC2 calculations is regarded as the most probable one. Hence, the transition at 3642 cm −1 is assigned to the OH•••Ot structure, whereas the transition at 3637 cm −1 is assigned to the OH•••π6 isomer. ) and scaling by a factor of √2. The predicted frequencies are scaled (×0.9675) to the methanol monomer OH stretching frequency.
Discussion on the trimer band:
The excess of DBF in the expansion hints at a trimer origin of the band at 3594 cm −1 composed of one methanol and two DBF molecules. This is further supported by the fact that the binding energy for a DBF homodimer is predicted to be larger (38.9 kJ/mol) than for the heterodimer (20.1 kJ/mol) (computed at B3LYP-D3(BJ, abc)/def2-TZVP level using ORCA 4.0 including zero point vibrational energy). Furthermore, the binding for methanol to a DBF dimer (28.4 kJ/mol) is also predicted to be stronger than to a single DBF molecule. Since the red-shift seems large for a cluster containing only one hydrogen bond, some trial structures have been computed at B3LYP-D3(BJ, abc)/def2-TZVP level using ORCA 4.0 (cf . Table S7 ). Interestingly, an oxygen-bound isomer is favored by 2.0 kJ/mol over the combination of the preferred DBF dimer 6 and DBF-MeOH (π-bound) geometries. The predicted spectral shift (see Fig. S6 ) is in good agreement, thus the band is tentatively assigned to this oxygenbound structure, although the predicted shift for the π-bound isomer would also be in agreement.
The assignment to an oxygen-bound cluster is supported by the slightly larger red-shift in the spectrum of DBF-MeOD (see upper panel of Figure S6 ), when arranging the spectra such that the monomer bands are aligned after stretching the OD region by √2. It is a signature of larger anharmonicity than in free methanol, which has been observed before for methylated furans. 7 The oxygen-bound dimers similarly showed this larger red-shift, while π-bound clusters were slightly less red-shifted. 
